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(54) Preconditioned crystals of lithium niobate and lithium tantalate and methods of preparing 
the same 

(57) Crystals of lithium niobate and lithium tantalate 
are preconditioned to intentionally increase their electri- 
cal conductivity, thus providing crystals with an 
increased ability to reduce surface charging. Reducing 
surface charging reduces the risk that the crystals may 
catastrophically discharge, and adversely affect the per- 
formance of devices in which the crystal is incorporated. 
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Description 

Field of the Invention 

5 The present invention relates to improved crystals of lithium niobate and lithium tantalate and methods of precon- 
ditioning such crystals for use in electrical applications such as surface acoustic wave filter devices. 

Background of the Invention 

10 Lithium niobate (LN) and lithium tantalate (LT) are widely used in a variety of electronic applications including sur- 
face acoustic wave (SAW) signal processing, guided-wave optic modulation and switching, and electro-optic laser Q- 
switching, and modulation. The physical basis for the suitability of LN and LT crystals for these types of applications is 
their atomic-scale crystal structure, which results in the crystals' natural piezoelectric response useful in SAW-based 
devices, electro-optic response useful in integrated optic devices and pyroelectric response useful in pyroelectric detec- 
ts tors. Another characteristic of LN and LT that may be important in some applications is the optical absorption of the 
crystal. For example, integrated optic devices require a relatively small optical absorption, while other devices, such as 
SAW filters do not require a low optical absorption. In some instances, this natural physical response of the crystals can 
complicate crystal processing and adversely effect performance of devices in which the crystals are incorporated. 
A crystal's pyroelectric or piezoelectric response causes the external surfaces of a fabricated crystal to become 
20 electrically charged in response to a change in temperature of the crystal or in response to a mechanical stress applied 
to the crystal. These electrical surface charges can spontaneously short, with associated sparking causing dramatic 
processing or performance failure, or even crystal fracture. One common example of such performance failure is an 
unacceptably high bit-error-rate of LN-based SAW filters used in digital radio applications. In order to avoid such types 
of failures, current production protocols for these types of filters include extensive and costly device testing designed to 
25 eliminate those filters prone to such spurious pyroelectric or piezoelectric induced failures. 

The process of incorporating LN or LT crystals into electronic devices often includes steps that result in exposing 
the crystals to conditions that invoke an untimely and unwanted pyroelectric or piezoelectric response. In an effort to 
reduce the risk of problems associated with the unintended build up of surface charges, for example catastrophic dis- 
charge of these charges during manufacture, device manufacturers have had to take steps that add significantly to the 
30 cost, time, and complexity of incorporating the crystals into devices. 

For LN and LT crystals manufactured by conventional methods, surface charges can eventually decay with time as 
they are neutralized by the movement of free charge from within the crystal itself or from the surrounding environment 
This natural decay occurs after the surface charge develops and does nothing to mitigate or minimize the degree to 
which the surface of the crystal becomes charged as a result of the crystal's natural piezoelectric or pyroelectric 
35 response. 

In view of the increasing demand for reliable LN and LT crystals for applications such as surface acoustic wave filter 
devices, guided wave optic modulation and switching, and electro-optic Q-switching and modulation, the need exists for 
LN and LT crystals that continue to exhibit properties that make them desirable for such applications and that do not 
suffer from the drawbacks associated with the buildup of excessive spurious pyroelectric or piezoelectric surface 
40 charges. 

Summary of the Invention 

In accordance with the present invention, crystals of LN or LT are preconditioned to increase the ability of the crys- 
45 tal to reduce electrical charging of the crystal surface. Crystals of the present invention are able to reduce electrical 
charging by effectively reducing or dissipating the buildup of surface electric charges (caused by the natural pyroelectric 
or piezoelectric response of the crystal) preferably as fast as the charges are generated. 

The present invention also relates to a method for preconditioning or an LN or LT crystal to increase the crystal's 
ability to reduce electric charging of the crystal's surface. In a preferred embodiment of the method aspect of the 
so present invention the ability of the crystal to reduce electric charging of the crystal's surface is increased by exposing 
the crystal to a combination of heat and a chemically reducing atmosphere to increase the free electron density within 
the crystal 

The present invention provides crystals which can effectively minimize the buildup of electric charges on the crystal 
surface that are induced by the crystal's natural pyroelectric or piezoelectric response, particularly those surface 
55 charges that build up as a result of mechanical stress or temperature change not associated with the normal operation 
of the device in which the crystal is incorporated. In a preferred embodiment, the preconditioned crystal is able to 
reduce surface charging by neutralizing or dissipating these charges as fast as they are generated. 
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Detailed Description of the Preferred Embodiment 

The LN (the compound formed from Li 2 0 and Nb 2 0 5 ) and LT (the compound formed from Li 2 0 and Ta 2 0 5 ) crystals 
of the present invention exhibit piezoelectric and pyroelectric responses that make the crystals suitable for applications 

5 such as surface acoustic wave (SAW) signal processing, gutded-wave optic modulation and switching, and electro-optic 
laser Q-switching and modulation. The present invention is described below in the context of LN crystals; however, the 
description is believed to be equally applicable to other types of crystals such as LT. 

LN and LT crystals can be grown by a number of techniques, the most well-known of which is the Czochralski tech- 
nique. A summary of the Czochralski technique can be found in Current Topics and material Science, Vol. I, E. Kaldis 

10 editor, North Holland Publishing Co., 1978, ch. 7 by Dr. Armin RSuber, p. 545-48, which is herein incorporated by refer- 
ence. LN crystals grown by the Czochralski technique are achieved by pulling LN from a melt. Nearly any kind of con- 
ventional crystal pulling apparatus can be used. The crucible in which the LN is heated can be platinum. There are no 
special demands for the atmosphere, with air in many situations being preferred. 

As noted in the background of the invention, LN crystals exhibit a natural piezoelectric and pyroelectric response. 

is As a result, as illustrated in the Comparative Example set forth below, LN crystals in the form of wafers build up surface 
charges when subjected to a temperature change, such as those encountered when such crystals are processed and 
incorporated into electrical devices, or when the devices are used. These surface charges, which can take extended 
periods of time (e.g., 15-20 hours) to dissipate naturally, can cause sparking or shorting which can lead to device mal- 
function or failure or even crystal fracture. In contrast, as described in the Example that follows the Comparative Exam- 

20 pie, preconditioned LN wafers of the present invention are able to effectively reduce the buildup of at least a portion of 
surface charges resulting from the crystal's natural pyroelectric response. By effectively reducing surface charging, (1) 
the risk of sparking is reduced and the risk of device failure can be reduced; and (2) the need for costly and time inten- 
sive processing steps normally used to reduce the buildup of surface charging is avoided. 

While not intended to be limited to any particular theory, it is believed that the observed reduction in surface charg- 
es ing for preconditioned crystals of the present invention is a result of the increased electrical conductivity of the precon- 
ditioned crystals compared to crystals that have not been preconditioned. Preferably, the crystal's electrical conductivity 
is increased without a significant change in other physical and electrical properties that make the crystal desirable for 
its intended purpose. The increase in electrical conductivity is believed to result from an effective change in the oxida- 
tion state of a portion of the niobium or tantalum from a +5 oxidation state to a +4 oxidation state. The resulting increase 

30 in electron density is believed to increase the electronic conductivity of the crystal which allows the crystal to more rap- 
idly neutralize or dissipate surface charges resulting from the natural piezoelectric or pyroelectric response of the crys- 
tal. A preferred process for preconditioning LN crystals is described below. Other techniques capable of increasing the 
electronic conductivity of the crystal without adversely affecting the other physical and electrical properties of the crystal 
can also be used to increase the ability of a LN or LT crystal to reduce surface charging in accordance with the present 

35 invention. The specific process described below is preferred, due to its simplicity and ease of control. 

LN or LT crystals of the present invention have been treated to increase the crystal's ability to neutralize or dissipate 
electrical charges on the crystal surface. Preconditioned crystals that have been preconditioned using the method of a 
preferred embodiment, unlike crystals that have not been preconditioned, exhibit a color ranging from light grey to dark 
blue or black. The crystals may be lightly colored or they may be opaque, depending on the conditions that are used to 

40 precondition the crystal. In view of this color change, the preconditioned crystals of the preferred embodiment are pre- 
ferred for applications where optical absorption is not a critical crystal property. The preconditioned crystals, after being 
exposed to conditions that invoke a pyroelectric response, exhibit a surface charge that is less than the surface charge 
that is observed from crystals exposed to the same conditions that have not been preconditioned according to the 
present invention. In certain situations, as described below in the Example, preconditioned crystals of the preferred 

45 embodiment do not exhibit any measurable pyroelectric charge after being exposed to a temperature change that nor- 
mally invokes a pyroelectric response that results in the formation of a measurable surface charge. 

One process for preconditioning an LN crystal in accordance with the present invention involves exposing wafers 
of LN crystals to heat under a chemically reducing atmosphere. After the wafers are exposed to the desired tempera- 
ture, they are allowed to cool back to room temperature. Suitable preconditioning of LN crystal wafers can be achieved 

so by exposing the wafers to target temperatures in an oven greater than about 500°C under an 85% nitrogen gas and 
15% hydrogen gas atmosphere for dwell times on the order of about one to about 200 minutes. After the wafers have 
been exposed to the target temperature, they can be cooled to room temperature. 

As illustrated in the Example that follows, the preconditioned crystal wafers that have been exposed to conditions 
that invoke a pyroelectric response exhibit surface charges that are less than the surface charges that build up on iden- 

55 tical wafers that have been exposed to the same conditions but have not been preconditioned in accordance with the 
present invention. In addition, when a detectable surface charge is observed, the length of time required for the surface 
charge to decay below detectable levels using a conventional electrostatic field meter is less for preconditioned crystals 
compared to crystal wafers that have not been preconditioned. 
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In addition to those described above and in the Example that follows, other target temperatures, heat up and cool 
down rates, dwell times and atmospheres suitable for increasing the ability of the crystal to reduce surface charging 
without adversely affecting the desirable performance properties of the crystal can be employed. For example, in addi- 
tion to the hydrogen and nitrogen gas mixture described below, other gases such as hydrogen alone, nitrogen alone, 

5 argon, water, carbon dioxide, carbon monoxide, oxygen, and combinations thereof can be used in accordance with the 
present invention. A combination of 85% nitrogen gas and 15% hydrogen gas is preferred because of its ready availa- 
bility from numerous commercial sources. It is contemplated that different gas mixtures will provide different results so 
far as the extent of the reduction that is achieved. 

The rate at which the crystal wafers are heated is not believed to be critical. Effective preconditioning of LN crystals 

10 can be achieved at heat up rates of about 6°C to about 7°C per minute. Likewise, the cool down rate is not believed to 
be critical and effective preconditioning of LN crystals can be achieved at cool down rates ranging from about 0.5°C to 
about 1°C per minute. Other heating rates and cooling rates that are either greater or less than those set forth above 
may also be used. 

Effective preconditioning is achieved at oven temperatures above 500°C. Preferably, the oven temperature ranges 
15 from about 500°C to up to about 1 ,140°C (the Curie temperature for lithium niobate) and most preferably from about 
750°C up to about 1 , 1 40°C. The higher temperatures are preferred because they provide a greater increase in the abil- 
ity of the crystal to reduce surface charging compared to temperatures near the lower end of the ranges. For oven tem- 
peratures closer to the lower end of the ranges noted above, an increase in the ability of the crystal to reduce surface 
charging is observed, but the increase is not as great compared to the increase observed at the higher temperatures. 
20 An increase in the ability of the crystals to reduce surface charging is also observed at temperatures below about 500°C 
although such increases are less than those observed at temperatures greater than 500°C. As discussed above, 
depending upon the effect of the preconditioning on other properties of the crystal, the lower temperatures may be suit- 
able and in fact preferred. 

The dwell times that the crystals are exposed to the target temperature in accordance with the present invention 
25 can vary. Increasing the dwell times for a given target temperature and atmosphere should increase the ability of a crys- 
tal to reduce surface charge build up compared to crystals exposed to the target temperature for shorter dwell times. 
Shorter dwell times are preferred from the standpoint of minimizing process times and energy requirements for the 
process. 

As set forth in more detail below in the Comparative Example and the Example that follows, preconditioned LN 
30 crystal wafers of the present invention that have been exposed to conditions that invoke a natural pyroelectric response, 
exhibit surface charges that are less than the surface charges observed on conventional LN wafers that have not been 
preconditioned and have been exposed to the same conditions. 

Comparative Example 

35 

This comparative example illustrates the natural pyroelectric response of a conventional LN crystal that has not 
been preconditioned in accordance with the present invention. 

A wafer of LN 76 mm in diameter and 0.5 mm thick oriented with the surface normal to the 64° rotated y-direction 
was prepared using the Czochralski method and a conventional fabrication method. The wafer was polished on one 
40 side and was colorless and translucent. The wafer was electrically neutralized on a hot plate at 125°C. Following elec- 
trical neutralization, the wafer was cooled to 80°C over 45 minutes and held at 80°C using the same hot plate. Using a 
laboratory electrostatic field meter available under the trademark Digital Stat-Arc 2, Model No. 232-1 from Monroe Elec- 
tronics, the wafer surface was measured to have a charge of at least 5 x 1 0* 9 coulombs based on the total surface area 
of the wafer. The surface charge was monitored continuously and recorded every five minutes. After roughly about one 
45 hour at 80°C the surface charge was remeasured and observed to decay slowly to approximately 60 percent of the orig- 
inal surface charge. It was only after an extended period of about 15 hours at 80°C, that the total surface charge was 
observed to dissipate to a level below 5 x 10' 11 coulombs based on the total surface area of the wafer at 80°C, the 
detection limit of the electrostatic field meter. 

In this comparative example the surface charge and its decay was observed at 80°C. At room temperature the 
so length of time needed to allow the surface charge to decay below detectable limits would be even longer. 

This comparative example illustrates the surface charging of an LN wafer resulting from the natural pyroelectric 
response of LN and the length of time needed to naturally dissipate the built-up charge. 

Example 

55 

In this example, LN wafers are preconditioned to increase their ability to reduce surface charging in accordance 
with the present invention. 

Wafers of LN were cut from the same boule that served as the source of the wafer in the Comparative Example. 
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The wafers were polished and lapped in an identical manner as the wafer described in the Comparative Example. 
These wafers were placed in a sealed oven through which a mixture of 85% nitrogen gas and 15% hydrogen gas was 
flowed at a rate of approximately 1 .5 liters per minute. The oven comprised a three-zone tube furnace with a horizontal, 
4-inch diameter alumina process tube. The wafers were supported by alumina carriers placed in the center of the proc- 
ess tube. The alumina process tube extended out of the furnace so that its ends were exposed and remained cool. CD- 
ring seals on the alumina process tube provided a sealed furnace cavity. The wafer was loaded into the process tube 
which was then sealed with end caps. The gas flow was initiated and the furnace heating schedule begun. The furnace 
temperature was increased from room temperature to the target temperature at a rate of about 6.7°C per minute. Once 
the target temperature was reached, the temperature was maintained for a predetermined dwell time. After the dwell 
time, the furnace was allowed to cool naturally. After cooling, the wafers were removed from the furnace and their visual 
appearance was observed qualitatively and recorded. X-ray diffraction analysis confirmed the original crystal structure 
of the material. The preconditioned wafers were subjected to the same hot plate treatment described in the Compara- 
tive Example to ascertain the surface charge of the wafers after being exposed to a temperature change and the charge 
decay time required for the surface charge to fall below the 5x10' 11 coulomb lower detection limit of the electrostatic 
field meter. For those wafers where the target temperature was set at 500°C or greater and the wafer wherein the target 
temperature was 400°C and the dwell time was 200 minutes, the surface charge measured immediately before, during 
and after completion of cooling to 80°C was below the detection limit of the electrostatic field meter. From this observa- 
tion, it was presumed that the charge had decayed in less than 1 second. The surface resistivity of the wafers was deter- 
mined using a Keithley Instruments Model 487 picoammeter/voltage source together with a Model 8008 resistivity test 
fixture. The surface resistivity was measured by applying a voltage of 200 volts across the circular gap between the two 
electrodes. The electrodes were circular (one larger doughnut-shaped electrode, and a smaller circular-shaped one 
located within the larger electrode) and were contacted to the polished wafer surface using conductive rubber. The 
"effective perimeter" of the circular electrode was 16.97 centimeters (6.68 inches) and the gap width was 0.32 centim- 
eters (1/8 of an inch). The surface resistivity I is given by 6.68/0.25 x U/l = 53.4 x U/l, where U is the 200 volts applied, 
and I was the current across the gap read about one minute after applying the voltage, when the display was stable. 
The results are summarized in Table 1. 
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This example illustrates how preconditioned LN crystal wafers of the present invention effectively reduce charging 
of the surface of an LN crystal wafer. 

40 It is believed that the concepts of the present invention can easily be applied to various LN or LT crystals having a 
wide variety of physical characteristics, such as wafers of varying diameters, thicknesses and orientations. This can be 
accomplished by selecting appropriate furnace temperatures, dwell times, chemically reducing atmospheres and other 
parameters. The concepts of the present invention could also be applied to wafers either before or after the wafers have 
been polished, or even to slabs of crystal material. In addition, the method of the present invention may be performed 

45 at different stages of the manufacturing of devices, such as after cleaning or metal deposition on the wafers. 

The advantages provided by preconditioned crystals of the present invention and the method of preconditioning 
crystals in accordance with the present invention are applicable to LN and LT crystals that are subjected to manufactur- 
ing conditions that invoke either a pyroelectric or piezoelectric response that results in the buildup of unwanted surface 
charges. The ability of crystals preconditioned in accordance with the present invention to reduce the build up of surface 

so charges is not believed to adversely affect the ability of the crystal to perform in its intended manner. For instance, for 
SAW based devices, the frequency of the mechanical stress encountered in normal operation and the resulting 
response is high enough that any increase in the rate of dissipation of the surface charge build resulting from precon- 
. ditioning the crystal in accordance with the present invention does not affect the performance of the device incorporat- 
ing the crystal. On the other hand, the preconditioned crystals of the present invention are able to effectively reduce the 

55 unwanted surface charge buildup resulting from temperature changes or mechanical stresses originating from the proc- 
ess of manufacturing the device in which the crystal is incorporated, or occurring during use of the device, because the 
frequency of the mechanical stress or temperature change is much less than the frequency encountered in normal 
operation. 
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Claims 

The embodiments of the invention in which an exclusive property or privilege is claimed are defined as follows: 

5 1 . A crystal for use in lithium niobate or lithium tantalate -based electronic or optical applications comprising: 

a crystal of lithium niobate or lithium tantalate preconditioned to increase the ability of the crystal to reduce 
electrical charging of the crystal surface. 

io 2. The crystal of Claim 1 , wherein the crystal has been exposed to a combination of heat and a chemically reducing 
atmosphere to increase the electrical conductivity within the crystal. 

3. The crystal of Claim 2, wherein the crystal has been exposed to a temperature greater than about 500°C. 

15 4. The crystal of Claim 3, wherein the temperature ranges between about 500°C and about 1 ,1 40°C. 

5. The crystal of Claim 2, wherein the chemically reducing atmosphere comprises gases selected from argon, water, 
hydrogen, nitrogen, carbon dioxide, carbon monoxide, oxygen, and combinations thereof. 

20 6. A method for preconditioning a lithium niobate or lithium tantalate crystal to increase the crystal's ability to reduce 
electric charging of the crystal surface comprising: 

treating the crystal to increase its electrical conductivity. 

25 7. The method of Claim 6, where the treating of the crystal to increase its electrical conductivity further comprises: 

exposing the crystal to a combination of heat and a chemically reducing atmosphere to increase the electrical 
conductivity within the crystal. 

30 8. The method of Claim 7, wherein the crystal has been exposed to a temperature greater than about 500°C 

9. The method of Claim 8, wherein the temperature ranges between about 500°C to about 1 , 140°C. 

10. The method of Claim 6, wherein the chemically reducing atmosphere comprises gases selected from argon, water, 
35 hydrogen, nitrogen, carbon dioxide, carbon monoxide, oxygen, and combinations thereof. 

11. A method for preconditioning a lithium niobate or lithium tantalate crystal prior to incorporation into a device, the 
incorporation of the crystal into the device subjecting the crystal to conditions that invoke the crystal's natural pyro- 
electric or piezoelectric response, resulting in the buildup of electric charges on the surface of the crystal, the 

40 method comprising: 

treating the crystal to increase its electrical conductivity. 
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